Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 





© Publication number: 



0 617147 A2 



© 



© Application number: 9410470&7 
© Date of filing: 24.03.94 



EUROPEAN PATENT APPLICATION 

© int. CI. 5 : C30B 29/04 



© Priority: 25.03.93 JP 66992/93 


© Applicant: CANON KABUSHIKI KAISHA 


© Date of publication of application: 


30-2, 3-chome, Shimomaruko, 


Ohta-ku 


28.09.94 Bulletin 94/39 


Tokyo (JP) 


© Designated Contracting States: 


© Inventor: Hirabayashi, Keiji 


DE FR GB IT NL 


c/o Canon K.K., 




3-30-2, Shimomaruko 




Ohta-ku, Tokyo (JP) 




Inventor: Yamagami, Atsushi 




c/o Canon K.K., 




3-30-2, Shimomaruko 




Ohta-ku, Tokyo (JP) 




© Representative: Pellmann, Hans-Bernd, 




Dipl.-lng. 




Patentanwaltsbiiro 




Tiedtke-BUhllng-Klnne & Partner 




Bavariaring 4 




D-80336 MUnchen (DE) 



© Diamond crystal forming method. 



© A diamond crystal forming method with which a diamond crystal is formed on a substrate by a sputtering 
process using high-frequency energy in the frequency range of 40 MHz to 250 MHz to form plasma. 
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BACKGROUND OF THE INVENTION 
Field of the Invention 

s The present invention relates to a method of forming a diamond crystal which has superior characteris- 
tics as electronic materials. 

Description of the Related Art 

w Diamonds have various superior characteristics which cannot be obtained by other materials, i.e., a 
large band gap (5.5 eV), large carrier mobility (electron; 1800 cm 2 /V«S. hole; 1600 cm 2 /V-S), large thermal 
conductivity [200 W/(nv K)], high hardness, and high wear resistance. 

Therefore, methods of synthesizing diamonds from the vapor phase, particularly, a chemical vapor 
deposition process, have been studied recently. 
75 Main methods of forming diamonds are as follows. 

t) A thermal filament CVD process In which material gas is decomposed by heating a filament made of, 
e.g., tungsten to about 2000 • C so that a diamond crystal is deposited on a substrate. 
2) A microwave plasma CVD process in which material gas is decomposed by microwave plasma 
(usually at 2.45 GHz) so that a diamond crystal is deposited on a substrate. 
20 3) An RF plasma CVD process in which material gas is decomposed by RF plasma (usually at 13.56 
MHz) so that a diamond crystal is deposited on a substrate. 

4) A burning flame process in which a diamond crystal is formed by using an oxygen - acetylene flame. 

5) An ECR plasma CVD process in which material gas is decomposed by forming ECR (Electron 
Cyclotron Resonance) discharge in combination of a microwave and a magnetic field so that a diamond 

25 crystal is formed on a substrate. 

6) A thermal plasma CVD process in which material gas Is decomposed by DC or high-frequency 
thermal plasma under a pressure near the atmospheric pressure so that a diamond crystal is formed. 

7) Of late, Japanese Patent Laid-Open No. 5-32480 proposes a plasma CVD process using plasma in the 
ultrashort wave range of 30 to 300 MHz. 

30 However, the prior art methods of forming a diamond crystal described above have problems below. 

The thermal filament CVD process of 1) is advantageous in that a diamond crystal can be formed in a 
large area and at a relatively high forming rate, but is disadvantageous in that the filament is carbonized or 
deteriorated over time and reproducibility in forming diamonds is low. 

The microwave plasma CVD process of 2) is advantageous in that the plasma density is high, the 
35 forming rate of a diamond crystal is relatively high, and the reproducibility is good, but is disadvantageous 
in that plasma tends to localize, making it difficult to form a diamond crystal in a large area. 

The RF plasma CVD process of 3) is advantageous in that a diamond crystal can be formed in a large 
area and the reproducibility is good, but is disadvantageous in that the plasma density is low and the 
forming rate of a diamond crystal is low. 
40 The burning flame process of 4) is advantageous in that the forming rate of a diamond crystal is very 
high, but is disadvantageous in that the reproducibility is low and a diamond crystal Is difficult to develop in 
a large area. 

The ECR plasma CVD process of 5) is advantageous In that a diamond crystal can be formed In a large 
area and the reproducibility is good, but is disadvantageous in that the forming rate of a diamond crystal is 
45 slow because the pressure is required to be kept low (generally less than 100 Pa) in order to create the 
ECR discharge. 

The thermal plasma CVD process of 6) is advantageous in that the forming rate of a diamond crystal Is 
very high and the reproducibility is good, but is disadvantageous in that it is difficult to form a diamond 
crystal in a large area. 

so The plasma CVD process in the ultrashort wave range (30 to 300 MHz) of 7) is superior to any of the 
above-described processes, but a diamond crystal cannot be always stably formed on a substrate of a large 
area due to unevenness of the plasma. Also, because a diamond crystal under formation is subjected to 
impacts of ions having energy of several tens eV from the plasma, such ion impacts may reduce the 
forming rate of a diamond crystal and deteriorate crystallinity. Thus, a further improvement in the crystal 

55 growing rate and crystallinity is demanded. 
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SUMMARY OF THE INVENTION 

In view of the above-described problems in the prior art, an object of the present invention is to provide 
a diamond crystal forming method which can form a diamond crystal in a large area with good 
5 reproducibility and at a high forming rate. 

Another object of the present invention is to provide a diamond crystal forming method with which a 
diamond crystal is formed on a substrate by a sputtering process using high-frequency energy in the 
frequency rang© of 40 MHz to 250 MHz to form plasma. 

to BRIEF DESCRIPTION OF THE DRAWINGS 

Fig. 1 is a schematic view showing one example of a sputtering apparatus used for embodying a 
diamond crystal forming method of the present invention. 

Fig. 2 is a schematic view of a fiat-plate diamond crystal obtainable with the present invention. 
75 Fig. 3 is a schematic view of a granular diamond crystal. 

DESCRIPTION OF THE INVENTION AND PREFERRED EMBODIMENTS 

The diamond crystal forming method of the present invention is featured in that a diamond crystal is 
20 formed on a substrate by a sputtering process using high-frequency energy in the frequency range of 40 
MHz to 250 MHz to form plasma. 

According to the method of the present invention, a diamond crystal film being superior in evenness of 
a film thickness and having high quality can be formed in a large area at a high forming rate and with high 
stability. The method of the present invention can also form a flat-plate diamond crystal suitable for use as 
25 electronic materials. 

As discussed above; the microwave discharge (usually at 2.45 GHz) has a high plasma density, but 
tends to localize the plasma, resulting in difficulties in forming a diamond crystal in a large area. The RF 
discharge (usually at 13.56 MHz) can easily spread the plasma and hence form a diamond crystal in a large 
area, but the plasma density is low. With a view of overcoming those disadvantages of the above prior art 

30 processes, the inventors have studied on forming a diamond crystal by a sputtering process, in particular, 
using plasma discharge in a frequency range intermediate the ranges used with both the prior art 
processes, typically from 40 MHz to 250 MHz, preferably from 80 MHz to 200 MHz, and have found that 
plasma is produced over a wide region with a high plasma density, and a diamond crystal is formed in a 
large area at a high forming rate. 

35 The frequency range including the above one of 40 MHz to 250 MHz is generally called VHF (very high 
frequency) range. 

Fig. 1 shows one example of a sputtering apparatus used for embodying the present invention. The 
sputtering apparatus comprises a reaction vessel 1 of pressure reducible type in which a high-frequency 
electrode 2 electrically isolated from the reaction vessel 1 by an insulating material 11 and a substrate 3 as 

40 an opposite electrode are disposed. A graphite target 12 is fixed to the high-frequency electrode 2. Magnets 
13 are disposed inside the high-frequency electrode 2. The substrate 3 is held by a substrate support 4 
such that it is heated from its inner side by a heater 5 built in the support 4 and a bias voltage is applied to 
the substrate from a DC power supply 15. A grounding shield 6 is disposed around the high-frequency 
electrode 2 so as to prevent discharge from occurring between the high-frequency electrode 2 and the 
reaction vessel 1. A VHF power supply 7 is connected to the high-frequency electrode 2 through a 
matching circuit 8. A DC power supply 15 is connected to the high-frequency electrode 2 through a low- 
pass filter 14 so that a DC bias voltage is applied to the target 12 for thereby increasing a sputtering rate. 
Additionally, 9 and 10 denote a vacuum evacuating means and a gas supply means, respectively. 

Examples of a sputtering target used in the present method include graphite, vitreous carbon and 

so diamond, but graphite is generally used. As sputtering gas, one or a mixture of two or more of rare gases 
such as argon, neon or helium, and gas containing hydrogen, oxygen, chlorine or fluorine can be used. 
Generally used is a gas mixture comprising rare gas. as main material gas, and hydrogen at a ratio in the 
range of 1 : 0.01 to 1 : 100. In cases of forming semiconductor diamonds, it is possible to add gas, which 
contains boron for p-type semiconductors and phosphorus, lithium, sodium or the like for n-type semicon- 

55 ductors, into the sputtering gas, or to mix any of those elements in the target. 

It is desirable in the present method that the substrate temperature be kept in the range of 300 • C to 
1400 -C, preferably 500 *C to 1000 *C. 
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Also, it is desirable in the present method that the pressure inside the reaction vessel during forming of 
a diamond crystal film is kept in the range of 1 Pa to to 4 Pa, preferably 10 Pa to 5 x 10 3 Pa, more 
preferably 5 x 10 Pa to 10 3 Pa. 

While crystallinity of a diamond crystal can be evaluated by various methods such as utilizing X-ray 
s diffraction, electron beam diffraction, electron beam energy loss spectrum, and cathode luminescence, 
Raman spectrometry rs effective in detecting amorphous carbon and graphite carbon. With Raman 
spectrometry, the peak of a diamond crystal is observed near 1333 cm" 1 , and amorphous carbon or 
graphite carbon has broad peaks near 1350 cm" 1 and 1580 cm" 1 . 

The diamond crystal formed by the present method has good crystallinity that a ratio (hsso/li 333) of the 
10 peak (1580 cm" 1 ) of the amorphous carbon or graphite carbon to the peak (1333 cm" 1 ) of the diamond 
crystal is not larger than 1, preferably 0.5. 

In addition, a flat-plate diamond crystal having the shape of a flat plate can also be formed by the 
present method. 

A cross-section of a flat-plate diamond crystal which can be formed by the present method is 
15 schematically shown in Fig. 2, and a granular diamond crystal is schematically shown in Fig. 3. 

Referring to Fig. 2. denoted by 41 Is a substrate on an upper surface of which a flat-plate diamond 
crystal 42 of the present invention is formed. A ratio (h/L) of the length (height) h of the flat-plate diamond 
crystal 42 in a direction vertical to the substrate surface to the length (horizontal width) L in a direction 
parallel to the substrate surface is not larger than 1/4, typically 1/4.5, preferably in the range of 1/5 to 
20 1/1000. Further, an upper surface 42a of the crystal is of the (111) plane, and an angle $ formed between 
the crystal surface 42a and the substrate surface 41a is in the range of 0 to 10 degrees, meaning the 
crystal surface is substantially parallel to the substrate surface. 

The diamond crystal having such a form will be hereinafter referred to as a flat-plate diamond crystal. 
On the other hand, a granular diamond crystal 52 shown in Fig. 3 has a ratio (h/L) of the height h to the 
25 horizontal width L not less than 1/3, typically 1/2. Incidentally, 51 denotes a substrate. 

The diamond crystal having such a form will be hereinafter referred to as a granular diamond crystal. In 
this type diamond crystal, an angle $ formed between an upper surface of the crystal grain and the 
substrate surface is generally random. 

The flat-plate diamond crystal obtainable with the present method can be formed only under conditions 
30 adapted for forming a crystal with extremely high quality. By way of example, the flat-plate diamond crystal 
can be formed under conditions described below. 

It is essential that the sputtering gas contains at least hydrogen and oxygen. Rare gas is added to the 
sputtering gas, if necessary. A ratio (O/H) of oxygen to hydrogen is in the range of O.005 to 1, preferably 
0.01 to 0.1. If the ratio is less than 0.005, the effect of adding oxygen would not be appreciable, ff the ratio 
35 is larger than 1, the etching effect of oxygen upon the diamond crystal would be too large to provide a 
practical growing rate of the diamond crystal. 

By keeping the substrate temperature in the range of 400 ' C to 900 ■ C. preferably 500 • C to 750 • C, 
more preferably 600 *C to 700 •C, the Hat-plate diamond crystal of which upper surface is of the (111) 
plane and has a triangular or hexagonal morphology can be formed. 
40 The flat-plate diamond crystal formed by the present method is a single crystal or a twin crystal having 
a twinning plane in the flat plate. Then, in many cases, the twinning plane is formed parallel to the upper 
surface of the fiat-plate diamond crystal. This is believably because a reentrant angle is produced with the 
formation of the twinning plane. In other words, a crystal tends to accelerate its growth In the direction of a 
reentrant angle under the action of so-called reentrant angle effect, and the formation of the flat-plate 
45 diamond crystal is forced to progress in that direction. Additionally, the twinning plane formed parallel to the 
crystal upper surface is not always only one, but may be two or more in some cases. 

Furthermore, a diamond crystal film can be formed by causing a number of flat-plate diamond crystals 
to grow together into the form of a film. Since this diamond crystal film is produced such that a number of 
flat-plate diamond crystals of which grains are relatively even in height are accelerated to grow together in 
50 the horizontal direction, unevenness of the film surface is so small that a film having a high degree of 
smoothness with maximum surface roughness of 100 nm, for example, can be obtained. 

The present invention will be described below in more detail in conjunction with Examples. 

(Examples 1 to 4 and Comparative Examples 1 to 3) 

55 

In these Examples and Comparative Examples, the sputtering apparatus shown in Fig. 1 was employed 
and diamond crystals were formed by producing plasmas at various frequencies. 
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Forming conditions were as follows: target; graphite, material gas; hydrogen 200 ml/min and argon 200 
ml/min, pressure; 2 x 10 2 Pa, VHF output; 500 W, and target bias; - 150 V. A silicon single-crystal substrate 
(3 inches in diameter, 400 urn thick) was used as the substrate 3 and heated to 700 *C by the heater 5. 
The forming time was set to 5 hours. Results are shown in Table 1 below. 

Also, in each of Examples and Comparative Examples, the plasma potential was measured separately 
before starting to form diamond. Afterward, during the formation of a diamond crystal, a substrate bias 
being the same value as the measured plasma potential was applied to the substrate (V P _ S = 0 V). 

Measurement of the plasma potential was carried out as follows. Before start of forming a diamond 
crystal, a frequency characteristic of plasma density was measured by the well-known two-probe method. 
Plasmas were produced at various frequencies and the plasma density was measured for each frequency. 
Further, dependency of plasma potential upon frequency was measured by using an ion energy analyzer on 
the same conditions as for the measurement of the plasma density. The ion energy analyzer was installed 
in the vicinity of the substrate, and the potential value at which an amount of impinging ions was maximized 
was detected as a plasma potential. 

Then, after removing the probes for measuring the plasma density and the ion energy analyzer, 
diamond crystals were formed by producing plasmas at various frequencies. 

Table 1 





Frequency 


Film thickness 


Plasma stability 


Example 1 


42 MHz 


3 urn 


© 


Example 2 


100 MHz 


12 urn 


© 


Example 3 


200 MHz 


15 urn 


o 


Example 4 


250 MHz 


8 urn 


A 


Com. Ex. 1 


13.56 MHz 


below 1 urn 


© 


Com. Ex. 2 


27 MHz 


below 1 urn 


© 


Com. Ex. 1 


280 MHz 


diamond not formed due to instable discharge 


X 


© : very good 
O good 

A : practically feasible 

X : incapable of forming stable plasma 



As seen from Table 1 , in Examples 1 to 4, diamond crystals could be stably formed at a high forming 
rate. Also, evenness of the film thickness was good. 

In Comparative Examples 1 and 2, the growing rate of diamond crystals was small. In Comparative 
Example 3, the discharge could not be stabilized and it was difficult to form diamond. 

(Examples 5 to 8 and Comparative Examples 4 to 6) 

In these Examples and Comparative Examples, diamond crystals were formed by a sputtering process 
with the substrate bias varied. Forming conditions were as follows: frequency of VHF waves; 100 MHz, 
sputtering gas; hydrogen 200 ml/min, argon 200 ml/min and oxygen 2 ml/min, pressure; 200 Pa, and VHF 
output; 800 W. The forming time was set to 6 hours. As a result of separately measuring a plasma potential 
on the same conditions before starting to form diamond, the plasma potential was found to be 30 V. 

Crystallinity of the formed diamond crystals was evaluated by utilizing X-ray diffraction and Raman 
spectrometry. Results are shown in Table 2 below. 



EP0 617 147 A2 



Table 2 





Substrate bias 


Vp-s 


Film thickness 


Crystallinity 


Example 5 


20 V 


10 V 


4 urn 


O 


Example 6 


30 V 


0 V 


10 urn 


© 


Example 7 


40 V 


-10 V 


12 urn 


© 


Example 8 


50 V 


-20 V 


8 urn 


O 


Com. Ex. 4 


0 V 


30 V 


below 1 urn 


X 


Com. Ex. 5 


17V 


13 V 


2 urn 


X 


Com. Ex. 6 


55 V 


-25 V 


4 urn 


X 


© : very good crystallinity 
O : good crystallinity 
X : poor crystallinity 



20 In Examples 5 to 8, diamond crystals were formed at a high forming rate and with good crystallinity. 
Also, evenness of the film thickness was good. In Comparative Examples 4 and 5, the growing rate of 
diamond crystals was small, an amorphous layer mixed in the film was observed, and further crystallinity 
was poor. In Comparative Example 6, the substrate temperature exceeded the set value, and a graphite 
crystal mixed in the diamond crystal was observed. From Table 2, it is understood that the difference of 

25 plasma potential - substrate bias potential (i.e., V P - S ) is preferably kept in the range of - 20 V to 10 V. 

(Example 9) 

Forming conditions were as follows: frequency of VHF waves; 100 MHz, material gas; hydrogen 200 
30 ml/min and argon 100 ml/min, pressure; 2 x 10 3 Pa, VHF output; 800 W, and forming time; 5 hours. As a 
result of separately measuring a plasma potential on the same conditions before starting to form diamond, 
the plasma potential was found to be 6 V. A diamond crystal was then formed by grounding the substrate 
(i.e.. Vp. s = 6 V). 

In this Example, a diamond crystal was formed with a film thickness of about 10 um and good 
35 crystallinity. Also, evenness of the film thickness was good. 

(Example 10) 

Forming conditions were as follows: frequency of VHF waves; 100 MHz, material gas; hydrogen 100 
40 ml/min, argon 200 ml/min and oxygen 2 ml/min, pressure; 2 x 10 3 Pa, VHF output; 600 W, and target bias; - 
200 V. A silicon single-crystal substrate (3 inches in diameter, 400 um thick) was used as the substrate 3 
and heated to 650 *C by the heater 5. The forming time was set to 6 hours. As a result of separately 
measuring a plasma potential on the same conditions before starting to form diamond, the plasma potential 
was found to be 6 V. A diamond crystal was then formed by applying a substrate bias of 10 V (i.e., V P _ S = 
45 - 4 V). 

In this Example, a flat-plate diamond crystal was formed in which the hexagonal (111) plane was 
oriented parallel to the substrate surface, the value of height / horizontal width was not larger than 1/5, and 
the mean grain size was about 20 um. 

Further, diamond was formed on the same conditions as those described above except that the forming 
so time was set to 12 hours. As a result, the flat-plate diamond crystal was grown together into a column shape 
and a diamond polycrystalline film having good evenness was formed. 

According to the method of the present invention, as described hereinabove, a high-quality diamond 
crystal can be stably formed. Particularly, a flat-plate diamond crystal and a diamond crystal thin film having 
high evenness in its film thickness can be formed in a large area with high stability (reproducibility) and at a 
55 high forming rate. 

A diamond crystal forming method with which a diamond crystal is formed on a substrate by a 
sputtering process using high-frequency energy in the frequency range of 40 MHz to 250 MHz to form 
plasma. 
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Claims 

1. A diamond crystal forming method wherein a diamond crystal is formed on a substrate by a sputtering 
process using high-frequency energy in the frequency range of 40 MHz to 250 MHz to form plasma. 

2. A diamond crystal forming method according to claim 1 , wherein a diamond crystal is formed while a 
bias potential is being applied to said substrate on which said diamond crystal is to be formed. 

3. A diamond crystal forming method according to claim 1 , wherein said substrate bias potential satisfies 
the following formula: 

- 20 V £ plasma potential - substrate bias potential £ 10 V 

4. A diamond crystal forming method according to claim 1 , wherein a temperature of said substrate is 
kept in the range of 300 *C to 1400 

5. A diamond crystal forming method according to claim 1, wherein a diamond crystal is formed while a 
pressure inside a reaction vessel, in which said substrate is disposed, is controlled to be kept in the 
range of 1 Pa to 10* Pa. 

6. A diamond crystal forming method according to claim 1 , wherein gas containing at least hydrogen and 
oxygen is used as sputtering gas. 

7. A diamond crystal forming method according to claim 6, wherein a ratio of oxygen atoms to hydrogen 
atoms is set to the range of 0.005 to 1 and a temperature of said substrate is kept in the range of 400 
* C to 900 • C so that a crystal is formed as flat-plate diamond with a value of height / horizontal width 
being not larger than 1/4. 
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FIG. 1 
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FIG. 2 




FIG. 3 




